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67947
50% /20-130-1-20/69

erianova Kes Asy Corresponding Member AS USSR, Zhdanov, A. 4.,
Odinets, V. A, :

Chloromethylation‘\ of Aryl-aliphatio Disiloxanes:\ Synthesis of
chloronethylbemndimethylchloroailane and Its Derivatives

Doklady Akademii nauk SSSR, 1960, Vol 130, Nr 1, pp 75-78 (USSR)

The authors proved that the chloromethylation of the bentyl group
bound .to silicon can be suosessfully used for the synthesis
mentioned in the subtitle (see Soheme). This reaction proceeds
well in fuming hydrochloris acid., Paraform is used as an agent of
ohloromethylation. The chloromethylation in the presence of zinc
chloride is agcompanied by secondary processes. They form viscous,
nondistillable praduats contaiping diphenyl-methane groups (see
Scheme ). The isolation .of - pure chloromethylbenzyldimethylchloro-
silane from the reaction mixture was attained by hydrolysis with
excess. water :while the disjiloxane mixture was split by strong
sulfuric acid:in’'the presexce of ammonium chloride (see Scheme),
The tqotal yield in chloromethylbenzyldimethylchlorosilane was 60%
of the benzyldimethylchlorosilane reacted, and 30% of the quantity
used respectively. Direct fractionation of the chloromethylation
products purified with water in the vacuum delivered smaller
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_ s/020/6608}51l§1/o1/025/060
Golubtsov, S. A., B011/B006
Andrianov, X. A,, Corresponding Member, AS USSR,
Tishina, N, N.

Reaction of Joint Phenylation of Trichlorosilone end Silicon
Tetrachloride

?okla?y Akademii nauk SSSR, 1960, Vol 131, Hr 1, pp 91-93
USSR

The authors intended to eliminate the side reuctions vhich

lower the yield to 404 theoretical phenyltrichlorosilene uv/
(Ref 5), and at the same time tried to pnenylate the silicon
tetrachloride formed in the reaction. They found that the
hydrogenation of silicon tetrachloride with hydrogen proceecds
eotisfactorily, if the reagents are heated under the same con-
d¥tions as bring about the phenylation of trichlorosilane
(40-460°, 180 atm). The results obtained proved that it is
fundenentally possible to phenylate SiCl4, if it is first

hydrogenated to trichlorosilane, cnd only then rezacted with
benzene. The hitherto unused hydrogen formed as a by-product
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68812
Reuction of Joint Phenylation of Trichlorosilane s/020/60/131/01/025/060
end Silicon Tetrachloride BO11/B0O0G

in reaction (1) was utilized for the first stnge of this
process., For this purpose, the authors rencted & nixture of
SiClA, cﬁHG’ and trichlorosilane (Ref 6) under the above-

-.'N'T?' s o - Iy » . .

‘mentioned reaction conditions, The molar ritio of trichlore-

silane : 81C1, wes vericd between 0.25 : 0.75 and 0.65 : 0.15.
i,

It cen be ceun (wom figure 1 that the yield in phenyltrichlero-
silane (in g-iv1 per 100 g-mol of reacted trichlorogsilane) in-
crecses with incrensing content of 51014 in the renction
nixture. This cannot be explained ﬁﬁﬁhe cunprescion of the disa-
proportioration of trichlorosilanec, cucurring as o sicde we-
ection, since the yield in phenyltrichlerocilene often con-
sidercbly ¢xceeds 100 g-mel per 100 g-uol trichlorosileane.
This proves that the phenylation proceeds zccordiing to the in-
tended scheme (sce scheme given), under utiliurtion of the
hydrogen formed in reaction (1). The incrensed hydrojen rei-
sure facilitates the first reaction, i.c. hydrocgenctiion, rer
this recascn phenyltrichlorvsilane,qH_ Tined vroduct, woas ol
Card 2/3 tained in much higher yield then s ig% o Licipntle ot ot-
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68812
lerction of Joint Phenylation of Trichlorosilane $/020/60/131/01/025/060
and Silicon Tetrachloride BO11/B006
mospheric pressure. The authors have thus proved that the (

phenylation of SiCl4 with benzene gives cufficiently high

yields even without use of metalorganic compounds, if con-
ditions arc so chosen, that SiCl4 is hydrogenated by hydrogen e

to the internedinte trichlorosilrne nccording to rerction (2).
Trichlorosilene then reacts with benmene eand forms vhenyl-
trichlorosilene, regencrating hydrogen. There cre 1 figure
and 6 referencec, 5 of which rre Soviet,

CULRHITYED: Fovember 5, 1959
Crrd %3
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AUTHORS : Andrianov, K. A., Corresponding 5/020/60/131/04/029/073
m Kurasheva, N, A. BO11/B01T

- TITLE: On the Reaction of Titanium Tetrachloride With Bexamethyldisiloxan;1

PERIODICAL: Doklady Akademii nauk SSSR, 1960, Vol 131, Nr 4, pp 825-826 (USSR)

TEXT: The experiments ocarried out by the authors have shown that the effect
produced by titanium tetrachloride above 100" causes a rupture of the siloxane bond
in hexamethyldisiloxane. In this conneotion,~trimethylailoxych18ro derivatives

of titanium are formed. If this reaction takes place at 120-200", only trimethyl-
chlorosilane and trimethylsiloxytrichlorotitanium((yield 69.8%4) are formed (see
Scheme). All efforts to obtain products of higher degrees of substitution (1.e.
bis-(trimethylsiloxy)-dichlorotitaniug) failed. The latter compound, however, was
formed in a yield of 34.7% at 280-350" due to another reaction scheme (see this one).
This indicates that the halogen on the titanium atom is replaced by the second
siloxy group, probably due to the reaction of trimethylsiloxyirichlorotitanium
with hegamethyldisiloxane. Experiments carried out with these two substances at
280-320 yielded bis-(trimethylsiloxy)-dichlorotitanium in a yield of 43.0%

(see Soheme). The mechanism of rupture of siloxane bonds during the reaction men-
tioned in the title proceeds, acoording to the authors, in the following manner:
the titanium atom in '1‘1014 is coordinated with the oxygen of hexamethyldisiloxane

Card:¥g§
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On the Reaction of Titanium Tetrachloride With §/020/60/131/04/029/073
Hexamethyldisiloxane B011/B017

under formation of a transition complex (I). The further process is accompanied
by the rupture of the siloxane bond due to the redistridbution of the electron
density. Titanium is added to oxygen, and trimethylchlorosilane and trimethyl-
siloxytrichlorotitanium (II) are formed. The addition of the second siloxy group
to the titanium atom probably takes place through the coordination of the titanium
atom of trimethylsiloxytrichlorotitanium with hexamethyldisiloxane (III). In the
following, trimethylohlorosilane and bis-(trimethylsiloxy)-dichlorotitanium (IV)
are formed. There are 6 references, 2 of which are Soviet,

ASSOCIATION: Institut elementoorganicheskikh soyedineniy Akademii nauk SSSR

(Institute of Elemental-organic Compounds of the Academy of
Sciences, USSR’
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84671
5/020/60/134/006/014/031
\S ¥ BO16/B067
AUTHORS: _Andrjanoy, K. A., Corresponding Member AS USSR and
Severnyys Ve Vo
TITLEs Tolomerization|Reaction of Organo-cyclosiloxanes '\

PERIODICAL:  Doklady Akademii nauk SSSR, 1960, Vol. 134, No. 6.
pp. 1347-1349

TEXT; The use of telomerization reaction in crganosilicon compounds is
rendered difficult due to the lack of el mertal-organic moncmers with
double bonds betveen element and oxygen, and capable of polymerization.
The authors, however, effected the telomerization of octamethyi cyclo-
tetrasiioxane as cyclic compound and dimethyl dichlerosilana as a
substance effecting the rupture of the mclecular chain. Experiments
showed that, in addition, the former compound is polymerized by the
Jatter. The authors found that the reacticn of the ring cleavage without
catalysts proceeds rapidly at 200-250°C. At a ratio between the first
and the second substance of 2 s 1 it was completed at 250°C within

3 hours. Oligomers were obtained corresponding te the compzunds of the

Card 1/3
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Telomerization Reaction of Organo- 5/020/60/134/00€/014/031
cyclosiloxanes BO16/B067

following reactions n(M2810)4 + M2SiCIé~4>Clm(wMQSiOa)4an,SiCI; (M=CH,) .

These results were reproduced by repeated experiments. In their experi-
ments the authors obtained about 75% of reaction products which can be
distilled below 260°C at 3 torr; only 25% bo'":d at higher temperatures.
The following compounds were isolated by rectifications .w-dichlors
decamethyl pentasiloxane (n = 1), yield 16.7%, o,ip~dichloro-ostadesa~
methyl nonasiloxane (n = 2), yield 20.0%, and ¢,i:~dichloro hexaicosa-
methyl tridecasiloxane ( n = 3), yield 7.7%. Table 1 gives the physical
properties of these products. The formation of sligomers with 5, 9, and
13 gilicon atoms in the molecule indicates a successive addition of tha
mclecules of octamethyl cycliotetrasiloxane to dimethyl dichlorosilane.
Apparently the reaction is initiated by the coordination of one of *hg
oxygen atoms of octamethyl cyclotetrasiloxans with ths silicon atom of
dimethyl dichlorosilene. Due to the weakening »f the 5i-0 bond in the
former the strained ring is ruptured with chlorine being added %o the
silicon atom, whereas dimethyl dichlorosilane is added to the oxygen.
The further growth of the chain is probabiy due to the coordinatiom of
the silicon final at>ms and the oxygen »f the zy2iic product., Thie is

Card 2/3
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Telomerization Reaction of Organo- §/020/60/43%4/006/014/031
cyclosiloxanes BO16/B067

followed by the Tupture of the ring and tne formation of a iinear (.3~
dichloro dimethyl siloxane. Tha~s presumable reaction mechanisms are
explained by schemes. The authors continue the study of this reaction by
the example of similar cyoles , and they investigated further reagents
effecting the rupture of the molecular chain. There are 3 tables and

1Y references: 4 Soviet, 4 US, 1 British, and 1 Japanese.

ASSOCTIATION: Institut elementoorganicheskikh soyedineniy Akademii nauk
SSSR (Institute of Elemental-organic Compounds of the
Academy of Sclences. USSR)

SUBMITTEDs July 9, 1960
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86393

$/020/60/135/002/018/036
,g‘g\‘b BO16/B052

AUTHORS: dndrianov, K. A., Corresponding Member of the AS USSR,
and Kurasheva, N. A.

TITLE: The Reaction of Heterofunctional Condensation of
Bis-(trimethylsiloxy) Titanium Dichloride With
Phenyl-methyl Diethoxysilane

PERIODICAL: Doklady Akademii nauk SSSR, 1960, Vol. 135, No. 2,
pP. 316 - 319

TEXT: The authors studied the reaction of heterofunctional condensation
between bis-(trimethylsiloxy) titanium dichloride and phenyl-methyl di-
ethoxysilane at 150°C. They found that not ethyl chloride, but trimethyl
silane chloride is split off under the formation of a polymer. The che-
mical composition of this polymer is given by equation I of the attached
scheme. The polymer is easily soluble in benzene and toluene, highly
elastic at room temperature, and becomes brittle (in thin filaments)
under humid conditions. This reaction which differs from that of
alkyl-(aryl)-halide silanes with alkyl-(aryl)-ethoxy silanes, was
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The Reaction of Heterofunctional Condensation 5/020/60/135/002/018/036
of Bis-(trimethylsiloxy) Titanium Dichloride  B016/B052
With Phenyl-methyl Diethoxysilane

thoroughly studied. It is shown that not only phenyl-methyl diethoxy-
silane but also dimethyl butoxysilane reacts with bis-(trimethylsiloxy)
titanium dichloride to form trimethyl silane chloride instead of butyl
ohloride. The chemical composition of the resulting polymer indicates
that the reaction described here is very complicated. Further experi-
ments proved that the reaction is initiated by humid air reacting with
bis-(trimethylsiloxy) titanium dichloride. Thus, HCl is split off
(Scheme II (1)). The initial reaction product reacts with phenyl-methyl
diethoxysilane while alcohol is separated. HCl reacts with the trimethyl
siloxane group bound to titanium under the formation of trimethyl silane
chloride (Scheme II (3)). Alcohol reacts with trimethyl silane chloride
to form small amounts of trimethyl ethoxysilane (Scheme II (4-6)). The
alcohol produced during the reaction reacts with HCl to form trimethyl
silane chloride, trimethyl ethoxysilane, and the polymer. These reac-
tions were confirmed by further experiments in which big-(trimethyl~
siloxy) titanium dichloride was converted into a polymer even in the
presence of small amounts of water (Scheme III (1-3)). There are

3 Soviet references.
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The ReaétiOP of Heterofunctional ‘Conden ; | .
‘ sation 5/020/60/135/002/018 i

o{c‘ B;S-(-tripethyleiloxy) Titanium Dichloride Bé1 6/}/3054 >/ /0 /036 :

With Phenyl-methyl Diethoxysilane '

ASSOCIATION; Institut elementoorganicheskikh soyedineniy Akademii
- | nauk SSSR (Institute of Elemental-organic Compounds of
| - the Academy of Sciences USSR)
SUBMITTED:' July 6, 1960 ‘
. , \

" CHs

. [ 3 [ ; ] . A.357
I.. 2GCskls St (OCiHs)s -+ 3GIyT! LOSI(CHa)sJs ~ %,3,//
- OSI(CH)s CHy  “OCH, CHy  OGHs oy
fo—w—fo- 1—0— SI—0—Ti=0—8—0~Ti— |+5(CHHSIC, -
' CGH | OGH_ G | ]

Tm et L.

Scheme I-
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86039

. S - _s/ozy6o/135/003/023/039
15.811u : . B0O16/B054 .

. e \
AUTHORS : Andgignn1+_x‘_Aa‘~Corresponding Member AS USSR, and
: . L. 1. Makarova

TITLE: Synthesis of Diatomic' Alcohols of tpg_ﬁiloxgn Series.
' Synthesis -of Bis(ﬂ-hydroxyfethoxy-methylS-polydimethyl

Siloxanes - '
o
PERIODICAL: Doklady Akademii nauk SSSR, 1960, Vol. 135, No. 3,
' .. Pp. 595 - 598 .

TEXT: The authors report on the synthesis of bivalent organosilicon

alcohols with hydroxyl groups in the organic radicals. They succeeded in

. synthesizing such alcohols with 1, 2, 12, 13, 20, and 21'dimethyl siloxane .
members, namely bis(p-hydroxy-ethoxy-methyl)-polydimethyl siloxanes (BHPS)‘

withsa molecular weight of 360-1800. To produce such dimethyl-siloxane

oligdmers with lb-hydroxy-etho:w-methyl groups at the ends of the chain,

the duthors studied the cohydrolysis of dimethyl-diethoxy silane with a

heterocyclic derivative §the synthesis of the latter is described in the

authors! paper, Ref. 3) (reaction (1)). .

Card i1/5
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Synthesis of Diatomio Aloohels of the § |
th ilo S
Series. Synthesis of B:lta(/S-hydroxy-ethoxy-mne 36(1)2%8%1)5/00}/023/0}9
methyl)-polydimethyl Siloxanes

,(C N éiOCH CH OéH , CH N T T e . - 3
il HH"-,(’.)l nPipe_a’me}-w HTE3 KOTOpOro Ghln omitcan B npegsiaymen cooG- / ®

~{—

! O—cCH;
i # (CHy):Si (OCaHy)s + 2 (cn,).s:/ \cu, mo,
: CH, rC \CH' -’ 753
} ' - HOCH,CH;OCH,SIIO'_. [ é:;J _ E,HC'H ocHLC )SFr
o Hele YOIV N é $OCHCHOH, M . .’
AT Hy HyJa - CH, /;

- .
R .
a
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Synthesis of Diatomic Alcohols of the - s/020/60/135/003/023/039
Siloxane Series. Synthesis of Bis(p ~hydroxy - BO16/BO$4
ethoxy-methyl)-polydimethyl Siloxanes

This reaction is based on the good hydrblyzability of the heteroocyolic
derivative. The authors made the hydrolysis in aqueous-acid medium without -
a solvent. The reaction proceeded according to scheme (I), it was, however,
accompanied by a side reaction of the hydrolysis of dimethyl-diethoxy
s;lane w1th a formation of octamethyl cyclotetrasiloxane (reactlon (11)).
. (CHy);Si — O — Si (CHa)s \
& (CH3):S} (OCsly)y 2. + 8C;H,OH. )

(cu,),él- -él (CHy)s
Thus, l the quantitatlve ratio between the dimethyl diethoxy silane used and
the heterocyclic derivative was modified, which led to the formation of
BHPS with about half the number of dimethyl giloxane members as would
correspond to the ratio of the components used. Therefore, the authors
-modified the conditions of hydrolysis to reduce the side reaction by
adding water according to the equations: A = n/(n-m) (Ref. 4), where A is
the number of dimethyl siloxane members, n the number of moles of the
heterocyclic derivative, and m the mole number of water. Under these con-
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) Syn%hesis of¢Diatinc“Alcohals ag*ghewéiloxanevS/020/60/135/0057653765524‘%aw 8
Series. Synthesis of Bis(ﬂ-hydroxy-ethoxy- B016/B054
methyl)-polydimethyl Siloxanes

ditions, BHPS are formed with a number of dimethyl siloxane members which b
nesrly corresponds to the number given according to the reaction. Hence,
the authors conclude that the reaction exclusively proceeds according to
scheme (I). The yield in BHPS attained 80%, and no polydimethyl siloxanes
vwere formed. For the synthesis of BHPS, they also used the reaction of

catalytioc transformation of octamethyl cyoclotetrasiloxane with 52804. It
produces linear polydimethyl siloxanes (scheme (111)). .
n 10, , HO'LIO —| $io
. (CH;)ggl e él (CHl).l ) CHI (!Hl

"By an adjustment of the quantitative ratio between 32504 and octamethyl

cyolotetrasiloxane; the degree of polymerization can be varied within .
“‘required limits. The second step of the reaction is based on a cohydrolysis
. of the oligomer produced according to scheme (IIX) with the heterocyclic

derivative mentioned at the beginning. On the basis of their results, the .

Card 4/5
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ANDRIANOV, Kuz'ma Andrianovich., Prinimall uchastiye: PARKSHEYAN, Kh.it3
A0V, R.G.j SEMENKO, P.Ya.; ZABYRINA, K.I.., reda:
KALITVYANSKIY ,V.I., reds; KORITSKIY, Yu.V., reds; KHVAL'KOVSKIY ,
A.V., red.; EPSHTEYN, L.A,, red.

[Macromolecular compounds for olectrical insulation] Vysoko-

molekuliarnye soedineniia dlia elektricheskol i1zoliatsii., Mo-

skva, Gos. energ.izd-ve, 1961. 327 p. (Polimery v elektrolzo-

1iatsionnoi tekhnike, no.1) (MIRA 15:2)
(Electric insulators and insulation) (Polymers)
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2370 %égg1pgééooo/oos/oo4/osm
101250
AUTHORS: profimova, I. V.,-A,ndrianov—,*K,__A., Golubtsov, S. A.,
Puretskaya, R. A., Belyakova, Z. V., Yakusheva, T. M.,
Lobusevich, N. P. and Luzganova, M. A.

PITLE: On the regulation df the composition of products in the
direct synthesis ofd methyl- and ethyl chlorosilanes in
a fluidized bed '

SOURCE: Khimiya 1 prakticheskoye primeneniye kremneorganiches-
kikh soyedineniy; trudy konferentsii. no. 6, Doklady,
diskussii, resheniye. II Vses. konfer. po khimii i prakt.

prim. kremneorg. soyed., Len., 1958. Leningrad, Izd-vo
AN SSSR, 1961, 25-27

i
PEXT: Regulation of the process 1s one of the main problems in
preparing monomeric organosiligon compounds. The most intersting

results were obtained during the attempt to regulate the product
composition by varying the preparation procedure of the catalyst.

card 1/ 3 ;
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3775k
X $/661/61/000/006/005/081
533190 D205/D302

1. 125D

AUTHORS: Lobusevich, Ne Pey frofimova, I. V., Andrianov, K. A.,
Golubtsov, S. A. and Belyy, A. Po o«

TITLE: Influence of some metal additives on the activity of
silicon-copper alloys in the synthesis of methyl chloro-
silanes
SOURCE: . Khimiya i prakticheskoye primeneniye kremneorganiches-

kikh soyedineniy; trudy konferentsil. no. 6, Doklady,
diskussii, resheniye. 11 Vses. konfer. po khimii 1
prakt. prim. kremneorg. soyed., Len., 1958, Leningrad.
Izd-vo AN SSSR. 1961, 28-31

T7ELT: The influence of impurities commonly encountered in silicon
(A1, Fe, Ca) and copper (Bi, Sn, Pb) on the activity of silicon-
copper alloys used in methyl chlorosilane synthesis was investiga-
ted. Two series of alloys were repared: 1) From purified S5i with
less than 0.2% of impurities; 2§ from Kp-1 (Kr-1) silicon with 2%
impurities. These alloys, notwithstanding the jdentical procedure
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37759
' 5/661 61/000/006/016/081
5.31700, D205/D302
1. V., _Andrianov K. A,

AUTHORS: Popeleve, G. S.,.Trofimova,
and GolubitsoVv, s, A,

y of 'vinyl chlorosi
meneniye kremnneors

prakticheskoye}pri
trudy konferentsii, no. 0, Doklady,
po khimii 1 prakt.
Izd-vo

PITLE: stud lane synthesis

SOURCE: ¥nimiys 1 aniches-
kikh soyedineniy;
aiskussil resheniye.
prim. kremneorg. soyed., Len.
AN SSSR. 1961, 90-94

n of the reaction 3CH2

und that the catalyst prepare
ss binder was the most ac-

0, Si powder and a liquid gla
i ied: (1) Stationary ped of
owderAbed;

1I Vses. Konfer.
1958. Leningrad.

= cHCL + Si

TEXT: During the investigatio
d fronm preci-

CH, = CHSiC13 it was fo

pitated Cu
tives 2 nethods of contacting were trie :
elletized catalyst (2 = 3 mm ellets); (2) an agitated P
The firs?t method gave good results when using
gecond me thod allowed the low= j(

) a fluidized bed.
anhydrous FeCl3 as an activator. The
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ering of the temperature from 460 to 42000. The vinyl trichloro-
silane yield was 33% and the output 10 - 15 g/hour/kg of catalyst.
The third method resulted in a reduction of the contact time by

a factor of 12 and a corresponding considerable increase in tempe-
rature. The yield of vinyl trichlorosilane was reduced, as the side
reactions were enhanced, to ~26%. In contrast to the synthesis of
methyl, ethyl and phenyl chlorosilanes where the best results are
obtained in the fluidized bed, this method does not provide the
contact times necessary for sﬁnthesis of vinyl chlorosilanes. As an
alternative to;the above reaction, the reaction HSiCl3 + CH2 =

g

= CHS8iCl, + HCl is proposed. This reaction was investigated, yields

of 65% being obtained at 500°C with a contact time of 35 seconds.
in the synthesis of methyl vinyl dichlorosilane by the reaction \&
CH3SiH012 + CH, = CHCL -~ CH3(0H2=CH)51012 + HCl, the optimum con-

| ditions ensuring a 55% yleld were 540°C and a contact time of 30 '
i seconds. Thus the condensation of hydrochlorosilanes with vinyl

" card 2/3
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D205/D302

AUTHORS: Tarasova, A- s., Petrov, A. D-,,&n@gmy,._jiwa‘u. Go-
. lubisov, v Aoy Ponomarenko, v. A., Cherkayev, - G.,
N. A. ond vavilov, V. V.

gadorozhnyy,
lanes O unsatura-

Ccontinuous addition of hydrochlorosi

ted compounds
rakticheskoye primeneniye kremneorganiches—

kikh soyedineniye; trudy konferentsn, no. 6, Doklady,
diskussil resheniye. 11 Vses. Konfer. PO khimii 1 prakt.
prim. kremneorg..Soyed., Len. 1958. Leningrad, 1z4~-voO

AN SSSR. 1961, 95-100

PITLE:

SOURCE: Khimiya 1 P

For practical application of the addition reactions of me-
i ethyl dichlorosilane and tr i

turated compounds an &
imum conditions of synt tablished. The chloro-
The products are dis- /

silane and the gas are
charged via @& cooler into & receiver equipped with a refluX. ur- Y-
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Continuous addition of ... . D205/D302

ing the reaction the reactor and cooler are cooled by water, the
receiver and the reflux by brine. The arrangement was tested on
the reaction of ethylene with methyl dichlorosilane and ethyl di-
chlorosilane. The experiments have shown that in theo 35 - 2000°¢C
temperature range the reaction 18 unchanged giving a 65 - 15%
yield. ifo by-products are formed and the output is high (» 6 kg
of methyl othyl dichlorosilane/hr/l of reactor volune). The pro-
cess is anangble 10 automation owing to {ts insensitivity to tem-
perature changes. There are 1 figure and 1 table.
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Aleshkevich, M. Loy Leznov, N. S., Yumakova, A. Ye, and
Andrianov, K. A.

e
PhJsico-mechanical properties of linear polydiethylsi-
loxanes

Khimiya 1 prakticheskoye primeneniye xremneorganichskikh
soyedineniy; trudy konferentsii. no. 6: Doklady, disxus-—
sii, resheniye. II Vses. konfer. po ¥himii i orakt. prin.
kremneorg. soyed., Len., 1958. Leningrad, Izd-vo AN SSSR,
1961, 171-172

©yT: A supplement to a previous report in no. 2, p. 20, of this
publication. The authors compare the properties of polymethyl-phe~
nylvsiloxanes with those of polydiethyl-siloxanes used as high-va-
cuun pump fluids. No experimental details are given. It was found
that the first compounds have marked advantages over the second,
although cyclic polymers, formed during their synthesis, unfavorab-
1y affect the thermal stability of both.

card 1/1
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. 1 Zhinki D. Ya.
JTHORS : Kuznetsove, A. Go, Andrianov, K. A. and Zhinkin, D. 1a
AU LHUL - -

i i jehlorosilane and phenyl-
TITLE: On the co—}}ydrolys1s of diethyld S
trichlorosilane
4 3 R, e 3 - .i"h
SOURCE Khimiya 1 pra}:tiches}coye primeneniye kremncorganicheskik
uilGly e RRY

. SV aPEs]
i £ tsii. no. 6: Doklady, disiuS-
~dineniy; trudy konrerents 6 Dol y, disxus-
s‘?{edigghe{u’lye. II Vses. konfer. po Anind o PPJ"":-‘:‘JIS&X;-D
ls{;er’*meorg soyed., Len., 1958, Leningrad, Isd-vo Ak 9S09f
ai - L3
1961, 175-179

i bli-
i i i ort (no. 2, p. 33, this pu
pTXT: A discussion on & previous rep 3 ( o, ,(I*loscow) his publi-
cation) in whigh the aut?ors(%g% Pfxogéow}w?md Lo V. Farlin (VHIISK,
nov (2 ¥. N. Sokolov (VEI, I nd 4. V. Kerlin (Vi
QOV_(I\EOSgt;W%:)o;c part. The role of SOlventS,peSpeCll:lllb.: 21’::{.{12;0(1
hig;?’sziher in the co-hydrolysis proci‘ss 2; ibirizoxz;o‘tllne d .
P ‘ f le effect of methyi- j silane
X and the unfavorable _ torosilune o
;gigﬁgz(;sin dimethyldichlor0311ane used in the process werc s
cussed.
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AUTHORS:

TITLE:

SOURCE: Knimiya i prakiiches
kikh soyedineniy; tr
prim. krenneorg. soyed.,
AN SSSR, 1961, 180-181

mymn
LT

v, Karlin (VNIISK, Leningrad) and M.
mre catalytic effect of NaOh on its
well as the possible use of quatern
and the inefficiency of acidic cata

ASSOCIATION:

card 1/1 v. I. Lenin, Moscovw)

APPROVED FOR RELEASE: 03/20/2001
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I., Aundrianov, XK. a. 0nd Petrashko,

The catalytic polymerisation

koye primenecniye “remneorganiches-
udy konferentsii. no. 6: Doklady,

diskussii, reshenlye. II Vses.
Len., 1958. Leningrad, Izd-vo

rt (no. 2, p. 45, this pub-

A discussion on a previous repo
N. Sokolov §VEI, Moscow), A.

lication) between K. A. Andrianov, N.

thermal stability (at 3000C), as
ary anmonium bases as catalysts
lysts were discussed.

Vsesoyuznyy elektrotekhnicheskiy institut im. V.I. Le-
nina, Moskva (All-Union Blectrotechnical Institute im.

CIA-RDP86-00513R000101410020-2

of polydimeshylsiloxanes

xonfer. po xhimii i prakt. »

Voronkov (IKhS, AS USSR).
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5/661/b1/000/006/d49/081
D244 /D302

4 9,
indrianov, X. A.
- —— . .
On the morec jpportant trends in
riosilicon compounds

K inm ive kremicorgcianiches-
imd et skoye primeneniye ircmnoOlgnaztis
. -iya 1 rakticheskoy S sorginiet
*?iglioyEdgneniyi trudy konferentsil, n?. 3»4igi i‘i;akt.
gi;kussii resheniye. II Vses. konfer. DO «£nind i

- b

Leningrad 2d-vo
n. 1958. Leningrad, Iz
nrim. kremneorg. soyed., Le 9 5

AN SSSR, 1961, 213-216

YO

! i ! ~1 ¥n§ AX SS3R Le-
PEXT: This is a discussi?n in N%IC% Ni Péaeiaggv(%iizﬁﬁs xoacéw),
I H g ard Moscow . . ANn0n i IS oueov
- Ye. M. Oparina \: , . ov, (FIIZH, oucov)y
glnﬁra%gfiégv (VHIIDK, Leningrad), gs i. §l§i§§° gﬁz cow) wund 2
S. N. rabel" Plant Leningra ook . The muibor o8, e
fixotin (e e wo , thesis of polymers wilh wl-U=s
hat the work on the syn s ' s S
closed s ton i iirid and eclastic polyneliv. - :
is iyt towa§§ priiagin%og E 600°C, and dissolve 1in pencene,
TS Q0 e tain o 3 zo0d hardéencrs
?giizii and certain other golvents. They are &0 3
v M
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On the more important ... D244/D502

e ensily

for tre silicon organic resins. mpe plastic mapses can

moulded by usual methods and can vithstand woriing Lemperaiures of

400 - 4200C. In addition, polyorguno—aluminosiloxuncs aee of inve-
rest from the point of view of the study of silicates.

of 41 into siloxene structure gives soluble molaculeS, &

ture of which is akin to that of gilicates. The moleculur welight 1s
about 40,000. Preliminary worx indicated what imelusion of certain
solvents into the polyners gives optically transparent i

relaining the properties of rigid polymers. Pre diSaGvi

such systems is their high brittleness. Investigation O

containing Ti indicated that the pond 85i-0-Ti is very S
hydrolysis. Only 3,5% of the titanosiloxane polyneTr S

with 20 - 30f HCl for 10 nours, whilst kaolin is completely nydro-
lyzed under these conditions after 3 - 4 hours. Practical ubilizati-
on of the titanium polymers 1s difficult because of instability of

+he Ti-C bond. It is, therefore, necessary to

huve C-0-71i links. . a{
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Glukhova, A. LIy Andrianov, XK. A. S
- g
e

ya,_L. Nes
jmethyl-

Kozlovska

and Kaluzhenings X.
ty of material

s based on poly-d

phernal stabili
giloxanes
Knimiya i prakticheskoye primeneniye kremneorganiches—
kikh soyedineniy; W konferentsii, no. 6 :Dok12dy,
diskussii, resheniye. 11 Vses. xonfer. PO xhinmii 1
prakt. prin. xrenneoTrg. goyed., Ten. 1998. Leningrad,
1zd-vO AN SSSR, , 016-220
ne above papel (this publication, no. 2
t on materials formed from polydimethyl-
be use

ement O 1
polymers. such materials can
t change

A suppl
T™he authors repor
nd fluoro—organic
and a 3000C there is p
1,000 hours. After service &t 300 -
L 100 - 110 xg/cn? and the specific elon~

ractically no
35000
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. phermal stability of ... D235/D302

gation 80 - 100%, the resistance %o breakdown after the action of
oil for 200 hours at 2000C falls by 40 - 50% and swelling amounts
%o 20 - 25%; shrinkage after heat treatment is about 5%. The ma-
terial can be used for packing, sealing, etc.; because it forums
few volatile compounds it will find application in vacuum technolo-
-, The paper is discussed by the authors and A. L. Klebanskily
YNIISK, Leningrad), A. A. Berlin (Moscow), V. 1. Ppaxhomov (NIIPHN,
Hoscow) and N. Nudel'man (NIIRP,‘Moscow). The following topics are
discussed: Vulcanization of the polymers; toxicity of the material;
the innediate formation at room temperature of polymer fragnents
on rolling; properties; the mechanism for the formation of volyner
fragments by destruction of Teflon and polydimethylsiloxane; and
the amount of filler for the naterial. Vulcanization tales place
by preakdown of polymer chains, the formation of venzoyl peroxide
and subsequent reconbination of the macromolecules; it takes place
with respect to fragments of polydimethylsiloxane and not with res=
pect to the fluoro-polymer. The number of volatile compounds is .
negligible and the material does not cause metallic corrosion. The =

gard 2/3
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AUTHORS ¢ zhdanov, A. A. and Andrianov, X. A.
. -
T.TLB: Polyorgano—metallo—siloxanes arnd polyorgano-siloxy-me-
talloxanes :

SQURCE: Khiniy i prakticheskoye primeneniye ircineorganiches-—
kikh soyedineniy; trudy konferentsii, no. 6: Doxlady,
diskussii, resheniye. II Vses. konfer. po khimii i
prakt. prim. kremneorg. soyed., Len. 1958. Leningrad,
Izd-vo AN SSSR, 1961, 220-224

PTY?: A discussion of the above paper (this publication, no. 2,

p. 100) between the authors and N. F. Orlov (IKnS AN S5SSR, Lenin-
grad), S. N. Borisov, (VNIISK, Leningrad) and M. G. Voronkov (Ixhs
AN SSSR, Leningrad). The following points are discussed: Thernal
and hyarolytic stability of the bonds silicon-oxygen-netal; iniro-
duction of the elements magnesium and zinc into the siloxune siruc-
ture; the formation of poly-diethyl-alumina-siloxane; reasons for
the increase in thermal stability obtained by the authors; thermal

card 1/3
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and hydrolyti poly—organo-titanidm siloxunes. The
thermal stabili nds Si=0-M is fairly high and @ compound
(R, 51 i is hy d only very glowly oy \uvers. tagne-
yl containing silicon conpounds
er containing e onesiui. Re-
£ ig I y Vi Katnslev where poly—-di-
ethyl—alumina—siloxane is o ting- the metal with di-
ethyl siloxane atb 3100c; the authors only obtained 2 1.5 - 205 yield
by such & reaction. Alkaline hydrolysis of dimethyl-siloxane with
aluminunm chloride in the ratio S1 %31 to 4231 jeads to the
tormation of gel-like polymers and in the ratio Si:al o 60:1 to
100:1 to co-polymers similar to poly-dimethyl—siloxanc rubbers,
but the exterior 1is frequently gurmy « Tnermal stability of poly- .
organo-titanium-siloxanes is co ply higheT than for the alu-
ninus compounds. The bond §i-0-T1i has higher thermal stability than
tre compounds with a siloxane vond due 1O the cifect of oxygen on ’
51-C under 1t i ¢ titanium. The nydrolytic stubility depends
on the nature ©O adi connected t0 silicon and +he moleculeT
gtructure. Derivatives from elements of group V posSsess the greatest

card 2/3
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stabili as
ility, compared with deriva+d
there is = on] t erivatives fro T o
no quantitative information c;ncerfllir%'{ogf? T and IV, but
& this, 4

ASSOCIATION: i
I{gﬁ}tlgg;Relpmentoorganicheskikh Soedineni e
, Moskva (Institute of E,e"le‘{gglyo‘\kndcmii
= Cui el rganic

Co
mpounds, Acadenmy of Sciences, US3sy Moscow)
. ’ *
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$/661/61/030/006/052/031
D235/2302

1indlin, Ya. L., Leznov, N. S. and Andrianov, K. A.

— Ty
Synthesis of polym§thyl—siloxanes with nydroxyl groups
in the o.ganic radical

Khimiya i1 prakticheskoye primeneniye kreumncorganichesiiikh
soyedineniy; trudy konferentsii, no. 6: 2Joklady, diskus-
sii, resheniye. II Vses. konfer. po khimii i prazt. prim.
kremneorg. soyed., Len. 1958. Leningrad, Izd-vo Al 533R,
1961, 224-226

TEXT: A supplenent to the above paper {this pub.icotion, no. 2,

p. 127). Tre authors report on the exceptional antifoam properties
of poly-methyl-siloxanes with a hydroxyl group in the orgunic rudi-
cal. Such a compound depresses foam formation during ferucniation
of a number of antibiotics and the expenditure of the wntiloun agent
is only a hundredth or thousandth part of a percexnt oI the colune

of “he fermentation medium. Such an antifoan agent, coniaining 5%
hydroxyl groups, in the forn of a 10 - 15% solution in white spirit

Card 1/2
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AUTHORS: Konstantinova, N. G., Zhdanov, A. A., Andrianov, K. A.,
- Sharov, H. Ya., Kyutner, M. A. and z&%harov, A, A.

TITLE: Thermostable lacquer coatings baged on silico-organic
polymers

SOURGE:" Khimiya i prakticheskoye primeneniye kremneorganiches-
kikh soyedineniy; trudy konferentsii, no. 6: Doklady,
diskussii, resheniye. II Vses. konfer. po khimii i
prakt., prim. kremneorg. soyed., Len. 1958. Leningrad,
Izd-vo AN SSSR, 1961, 296-299

TEXT: A study was made of the thermostability of several lacquer-
painted materials on the basis of different film-forming substan-

ces. The silico-organic resin K-47 was modified by the use of orga-
nic polymers to give a hard, cold-drying coat of increased thermo-
stability. The metallic surface and its preparation was found -to

have a great influence on tha adhesion, the protective properties bk(
and the thermostability of the coatings. In the discussion, the

Card 1/2
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AUTHORS:: Fromberg, M. B., Andrianov, K. A. and Zabyrina, K. I.

TITLE: Block polymers from polyorganic silicones for electrical
insulating coatings for air drying

Khimiya i prakticheskoye primeneniye kremneorganiches-
kikh soyedineniy; trudy konferentsii, no. 6: Doklady,
diskussii, resheniye. II Vses. konfer. po khimii 1
prakt. prim. kremmeorg. soyed., Len. 1958. Leningrad,
Izd-vo AN SSSR, 1961, 299-300 ‘

PEXT: The text is in the form of a discussion in which A, F. Moi-
seyev (Moscow) took part. Some thermal and mechanical properties
of the polymers (thermostable up to 200°0) are mentioned, and in-
direct evidence for their block structure is given. :

ASSOCIATION: Vsesoyuznyy elektrotekhnicheskiy institut in. V. I.
Lenina, Moskva (All-Union Electrotechnical Institute
im. V. I. Lenin, Moscow)
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AUTHORS : “Andrianov, K.A., Corresponding Member AS USSR,
Golubenko. M.A., Engineer

TITLE Caat Insulation Based on Epoxide Resins and
Folyorganosiloxanes

PERTONTCAI ¢ Vestnik elektropromyshlennosti, 1961 No.l, pp.1-3

TEXT: This article desacribes cast insulation which has been
developed on the basis of aepoxide resins and polyorganosiloxanes,
FFolyorganosiloxanes have good electrical and thermal but poor
mechanical properties; they can, however, be combined with certain
organic polymers to form block polymers In the case of polv-
organosiloxanes the reactive groups are hvdroxvis and esters and
in the epoxide resins they are epoxide and hyvdroxvl groups,
Epoxide resin grade 3 -37 (F-37) was selectad as basis because
hesides having good casting properties 1t has a long hardening
time . Polyorganosiloxanea of various compo<itions and structures
may be derived from silicon~nrganis monome s s methyvl nhenyvi -
dichlorsilane and dimethvidichlorsilane he content of hydroxvl
groups in the polvergonasiinxanpe 132 1 ta 3% ond of cthoxv] grouns
from 1 to 6%, The epaxide vesinz: ave combined with polyvorgano-
Card 1/4
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Cast Tnsulation Based on Epoxide Resins and Polvorgannsiloxances

siloxanes either in a solvent or n the filuad condition and the
resulting compounds contain from 10 to $0% of polyorganosiloxanes
The resulting compounds are umiform transparent products ranging in
colour from light vellow to dark brown, The ompounds hecome
liquid at 80 to 100°C and can bhe marntained at. this temperature tor
a considerable time without change. Thetrtr method of use is simple
and similar to that of epoxide componunds. Matorials that can be
nsed as bardeners for DK (EK) compounds are phthaleic or materc
anhydrides, amines, polyalumino-organos loxanes and others. The
quantity of hardener depends on the content of epoxide groups in
the compound and usually ranges from 5 to 20% by weight. Thoe
cnompounds are hardened at a temperature of 100 to 200°C . which
usunlly takes several hours. Then the cast compounds are heate
treated at 150 to 200°C for 24 to 48 hours. This heat treatment
improves the diclectric properties. The physical properties of
the compounds depend on the content and structure of the
polyorganosiloxanes . Mineral fillers may be used. The greater
the content of polyorganosiloxanes the greater the plasticaty,
Shrinkage of FK compounds containing 20 to 30% of polyorgano-

Card 2/4
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five davs 1pn water, : j -Lr1C properi,e. Mainly depeng on
those e the epoxi F-37 useda N Preparing (he
Compounds ? RENY INcrease 3n dn-lvctrlc Fose vy th
Voltagn Up to 35 Ky Compoung EK-20 witn Martz sang a4 evlle,
had a wower factor of 0.013 at 20 and o 0o 4, 130 ¢ Ao
ageing a¢ 200 "¢ for 600 : T POWer facqgy ato 20 e Yose frang
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Comparative properties of organo... B124/B204

in air was compared. Fig. 1 shows the dependence of the viscosity of the
compounds I and II upon the heating time at 250°c. Fig. 2 shows the changsd
in viscosity of the compounds III and IV with the heating time at 200°C.
Fig. 1 shows that the viscosity in the case of heating at 2500C grows more
quickly with compound I than with compound II. The results obtained by
the analysis of the chemical composition of the liquids investigated
(Table) show that in the case of heating, the molecular weight and the
silicon content in compounds with a methyl siloxane chain (I and III)
increase more quickly than in compounds with the siloxane chain (11 and 1IV)
which characterizes the destruction processes in the organic part of the
molecule. The organomethyl siloxanes (I and III) are also less resistant
to thermooxidation. The substitution of the oxygen of the methylene group
in the molecule chain of organosiloxane weakens the shielding effect of
the siloxane bond in comparison to the silicon-organic frame groups, which
leads to a deorease of thermooxidation stability of the frame groups. The
temperature coefficient of viscosity grows in the interval of from +50 to
-30°C considerably in the case of substitution of oxygen in the siloxane
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chain by the group -C.Hz-; in compound I i% equals 330 and in compound II

35 (Fig. 3). Compound IIT shows the same temperature dependence of
viscosity. The absolute value of the viscosity coefficient in the tempera-
ture interval of from +50 to -50°0C is, however, considerably lowver, in
compound III it amounts %o 12.9 and in compound IV to 7.65 (Fig. 4). As
initial compounds, chlorosilane, dimethylchloromethylchlorosilane, di-
methyldichlorosilane and methylphenyldichlorosilane were texen. The

compound with a methylenesiloxane chain is obtained by neans of the
reactions: o

.Sl eHaacisicr MO L
- (HISI-0—Si(cHy.ci,cl - 2n1cy ’i

v
(CHa)sstosiCHy,cincr +- Mg s

20 25 J0

(CH,);S10Si(CH,),CH,MgCl

15

20230, vacs ¢

vi }
(CH,),SlOSl(Cl-I,),CH,MgCL-f— (CH,).SICl, — l

- (CH;),SIOSI(CH,),-CH,-—S:’(CH,),C!+MgCI, . \
. : vl '

7]

v

174
FIG-U gpema npo

R
RIROLINUWDI S I0¥E NG / 2
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Magnesium-organic compound VI is not only formed in sulfuric ether dbut
also in toluene, however, the reaction to the compounds VII and V1O in
toluene, does not develop quantitatively in toluene also if the reaction
time of 8 (in ether) is extended to 13 hr in the reaction with dimethyl-
dichlorosilane and to 30 hr in the reaction with methylphenyldichloro-

silane. There are 4 figures, 1 table, and 3 non-Soviet-bloc references.

2(CH2),SIOSHCHHCHSICHMCL+ H,0 —
- [(CH,),SIOSKCH,),OH,Si(CH,),],O 4 2HC
. _

(CH ’)’5‘_0_51(CH,),C1’ MgClLt CH:CeHsSiCl! -

Legend to Fig. 1: Change in — (CH 3)35(_,0_S[(CH,),CH,SiCH,C,H,Cl+Mgd:»
viscosity in heating up to vitt .
250°C; 1 - compound Ij oCHy ,sl..o-suc&-l,).CH.SlCHaCanCl+Hlo -

2 - compound II; &) viscosity,

: —0—SHCH CH,SiCH,QH,],02HCl
centistokes; b) heating time, hr. {(CHY),S1—0 ( ,).‘ !

. L/
Card 4/8 ' : | -
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o §.237066 2209, b4 | B117A208

n AUTHORS: Andrianov, K.‘A.[and Nikiténkov, V. Ye;

' - e . .

- TITLE: ~ Synthesis of organosilicon compounds with phenylene
. giloxane ohaina of the.moleoules
PERIODICAL: Izvestiya Akademii nauk SSSR. Otdeleniye khimicheskikh

_ nauk, no. 3, 1961, 441-444 : S :

TEXT: The authors studied.the hydrolysis of 1-methyl-phenyl chloro silane-
4-phenyl dichloro silane benzene.and 1,4+bis-(phenyl dichloro silane)-
benzene in an aqueous ether medium. Hydrolyeis of 1-methyl-phenyl chloro
silane-4-phenyl dichloro silane benzene takes place in an acid medium to
form a crystalline compound in a yield of 99.1 % according to the scheme:
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é) : CHy - - O S
ct-—s\t-( )—Jl—m + sn.o - ﬂo—él-D—i—OH +3HC| E
H ,A:

e LiTHY v, .
[ W

-l cn,~ o ou.i 'u«" cH. e ou ,c '

’nHO—!!l—< >—-Sl-—0H = HO—-—SI—< >-—Sl—0——Sl—-<— b
Hs

Cng l (]
[

. OH TN
-—S‘i-—OH-{-SH.O
g ey
a0l Gty G G éJh ff_;“zl*?
This oompound was found to contain 7.5 % hydroxyl groups. The moleculir
woight is 1329. The elementary composition corresponds to compound (I).

Ultrared spectra show frequencies that can be ascribed to the following;
bonds: CBB— si, 0635 Si,-'\——, , HO—Si. The vibrational frequenoies bf
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.81 =0-—51 bonds in the range of 1075 cm'1 correspond to a linear compound.’
. ' The resultant compound is well soluble in acetone, benzens, chloro-benzene,
" toluene, carbon tetrachloride, sulfuric ether, dioxans, acetylene tetra-

chloride, chloroform, oyoclohexanone, aniline, and cresolj insoludble in.

. methyl and ethyl alcohols, in petroleum ether and water. The melting point

.~ of this compound is 84°-85°C. Water is readily split off when heated, and

{ . thus a complicated compound results.. During the hydrolysis of 1,4-bis- ,
(phenyl dichloro silane)benzene a cyclic, low-molecular compound, bis- j
[1,4-bis-(phenyloxy-silans)benzene]cyclodioxide results in an acid medium C%

with a 83.5 % yield according to the scheme: )
. C.H.. ) CH, CQH. C.Hl

| c1—41_<"__:>—slq_m + 10 — Ho—si;-C_)-’s!n—on + 4HCI
: » © C4Hy C|0Hs . —
L »t CiHy — Gy H'(?——il—<___>—-v s||-ou .

.2H0—4l—<-'_'_>-—gi—0H - o +2H,0
b T b o (s

b bm

et

R P T e S e P P T A
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Infrared spectra of this ocompound show frequencies to be assigned to the
0635—-51,—<;:>—3 HO—Si bonds. Elementary composition and molecular

weight correspond to compound (IX). This compound is soluble in dioxane,
acetone, acetylene tetrachloride, sulfuric ether, aniline, cyclohexanone,
chloroform, methyl and ethyl alcohols in the cold, in benzene, toluene,
chloro-benzene and cresol, when heated, insoluble in carbon tetrachloride,
petroleum ether, 1,2-dibromo methane, oyclohexane, octamethyl cyclotetra-
siloxane, and water, It melts at 93°-104°C which indicates that the poly-
condensation of this compound oocurs during heating. In boiling benzene,
this condensation ylelds a polymer with the molecular weight 3770. Bis-~ -
{1,4-bis-(phenyloxy silane)benzenel-cyclodioxide was found to condense on
prolonged standing in the form of 50 % ether-toluene solution, and to lose
its solubility. Ultimate analysis and infrared spectra show that the
condensation of this compound yields a diocyclic compound according to the
scheme:
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Ty Sl -—SK--OH
"0 S“ \

2 L ==/$ i
. no-sn—(___'/—éx—ou R
N L.ﬂ; , c.n. y

L Gl c|.n. C'dh/ ' C-"-o )
'HO—%l——/“_\—i‘;——GT‘*E‘i. >"il'- 1O

—é— SI—OH
uo_51..<__/-.sx—ou HO |1 Qém,

H .Hl
Hs o ony -

—s1,-{_>—, HO—54 bondawerefmmd

Radi

Vibrational: frequenoiea of the C6ﬂ5

1
ebsorption bands of §1—0—81 in ths range of 1015-1080 c¢m  are mQre

APPROVED FOR RELEASE: 03/20/2001 CIA-RDP86-00513R000101410020-2"



"APPROVED FOR RELEASE: 03/20/2001 CIA-RDP86-00513R000101410020-2

20939

- !
8/062/61,/000/003/005/013
Synthesis of organoailicon... , B117/B208

intense than in compound (IIZ in the range of 1080 om-1. The number of
hydroxyl groups in compound 11I) deoreases compared with (II). There are
3. Soviet-bloc references. . e

ASSOCIATION: Vsesoyuznyy elektrotekhnicheskiy institut im. Y. I. Lenina’
{Al1-Union Electrotechnical Institute imeni V. I, Lenin)

SUBMITTED: " December 26, 1959 .

. cend 66 .
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AUTHORS: Andrianov, K. A., Krasovskaya, T. A., Ponomareva, T. I.

R

TITLE: Catalytic transformations of a mixture consisting of the
products of cohydrolysis of methylphenyl dichlorosilane and
trimethylchloroailane

PERIODICAL: Plasticheskiye massy, no. 6, 1961, 21-24

TEXT: The cohydrolysis following the formula is said to be a suitable
method for obtaining liquid polyorganosiloxanes: 2R3Six + nRéSin + (n +1)

*H,0— RBSio[sméo] nSiks + 2(n + 1)BX (I). Besides, however, a paralledl A
condensation of the individual hydrolysis products takes place under the
formation of cyclic compounds: mRéSiX2 + mB20———4?éSiO]m + 2mHX  (I1)

and of disiloxane: 2R351X + H20-——»R}SiOSiR5 + 2HX (III). To convert
cyclic compounds and disiloxane into linear compounds, the mixture of co-
hydrolysis is treated with various catalysts. As to polymethylsiloxanes,
these reactions have already been studied. In the present paper the action

Card 1/p
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of catalysts on the cohydrolysis mixture of polymethyl-phenyl siloxanes
has been studied. The action of H2SO4, KOH, Fe013.6H2O, A12(SO4)3.18820,

and natural aluminosilicate (treated with HC1) upon the products of co-
hydrolysis of methyl-phenyl dichlorosilane and trimethyl chlorosilane
(molar ratio of 5:2) has been examined. Cohydrolysis took place at 60°¢C,
The product was neutralized, and the content of Si and C6H5 in the fraction

180-290°C was determined. Fig. 1 shows the change of viscosity under the JX(
action of catalysts; Table 1 gives the analysis of the products of cataly-

tic transformation. The fact that viscosity at first increases rapidly

when using KOH is explained by the intensive polymerization of cyclic com-
pounds. No constant viscosity was attained for aluminosilicate, and the
formation of benzene, i.e., aseparation of the phenyl radical from siloxane,

was observed. 1Vith FeCl, and A12(SO4)5, the cyclic compounds were not

3

completely rearranged at 20°C. A temperature increase to 60°C accelerated
the reaction but then separation of phenyl radicals occurred. With 90%
H. SO, constant viscosity was attained after 4 hr. Here, complete re-

2774
arrangement occurred. According to its molecular weight, the polymer

Card 2/
7
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corresponded to nonamethyl-tfriphenyl pentasiloxane. ¥#ith 80% H2SO4, con—‘

. stant viscosity was only attained after 18 hr; with 40 and 60% acid, visco-
sity increased continuously and the content of cyclic compounds was only
slightly reduced. 94.6% acid caused the formation of linear polymers, but
léd to the separation of phenyl radicals. Table 3 gives the results ob-
tained w?th 90% H2SO4 at various temperatures ani various amounts of cata-

lysts., As regards their activity, the catalysts examined range in the
following order: vHZSO4 > KOH » FeClB.GHZO."; A12(504)5.18H20 > alumino-
silicate. There are 3 figures, 3 tables, and 6 references: 1 Soviet-bloc
and 5 non-Soviet-bloc. The two most important references to rnglish-
language publications read as follows: D. F. Wilcock, J. Am. Chem. Soc.,-
69, 477-(1947); -R. N. Lewis, J. Am. Chem. Soc., 70, 1115 (1948).
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was successful with the use of both acids and lyes as catalysts. At first,
solubility was not reduced during polymerization, then gel formation
occurred. It was found that polyalumino-phenyl cyclosiloxane in the
presence of 1 % of NaOH at 120°C polymerizes much more quickly (gel forma-
tion within 9 hr, viscosity of the 10 % solution in toluene: 1.9) than
polyphenyl cyclosiloxane (gel formation after 15 hr; viscoeity: 2.64).
Polyalumino-ethyl cyclosiloxane polymerized already after 7 hr, and
polyalumino-phenylmethyl cyclosiloxane after 3 hr. In the presence of 1 %
of ethyl sulfuric acid, the polymerization of polyalumino-phenyl cyclo-
siloxane at 120°C took place even more quickly than in the presence of
NaOH: gel formation set in after 2 hr, and the relative viscosity increased
from 1.45 to 3.91. The polymerization of alumino-organocyclosiloxane takes
place gradually by precipitation of gel-forming particles. The chemical
composition of the gel differs only little from that of the soluble portion
of the polymer. The infrared spectra before and after polymerization
showed differences only in the region of the 1060-1115 cm=' band which
corresponds to the 5i-0 bond. The maximum of this band is shifted toward
higher values. It is concluded that the polymerization is initiated by the
opening of cyoles and formation of cross-linked polymer moletules with a
marked siructure. There are 1 table and 3 Soviet-bloc references.
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AUTHOR ¢ Zhdanov, A. A., Andrianov, K, A., and Bogdanova, A. A,

TITLE: Reaction of aluminum chloride with dialkyl cyclosiloxanes

PERIODICAL: Akademiya nauk SSSR., Izvestiya. Otdeleniye khimicheskikh
na\lk, no. 7, 1961’ 1261 - 1266

TEXT: The interaction of aluminum chloride with dimethyl- and diethyl
cyclosiloxanes was investigated in a study of the methods of producing
polyalumo-organosiloxanes, A flask with mixer, thermometer, recooler, and
cooling vessels for collecting the reaction products were used for the
experiments. It was found that aluminum chloride reaots easily with
dimethyl- and diethyl cyclosiloxanes at equimolecular.ratios. Crystalline
reaction products are formed which are quantitatively sublimated in vacuo.
In the examination of the reaction mixture obtained by reaction between
octamethyl cyclotetrasiloxane and aluminum chloride (mixing time: 10 hr at -
120°C), the following reaction products were isglated: 1,3-dichloro
tetramethyl disiloxane, boiling points 320 - 3600 210 mmg; 1,5=-dichloro
hexamethyl trisiloxane, boiling point: T2 5 75 C0 10 mm); 1,7~-dichloro
octamethyl tetrasiloxane, boiling point: 90° - 95°C ( 10 mm); a

Carda 1/4
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1,3-dichloro tetraethyl disiloxane, boiling point: 852 - 9008 (10 mm);
1,5 dichloro hexaethyl trisiloxane, boiling point: 124 -0131 c (80 mm)}
1,4-dichloro octaethyl tetrasiloxane, boiling point: 131°C - 145 c

(10 mm); a crystalline substance which is sublimated at 225°C - 233°¢,
melting point: 112°C (unstable), of the empirical composition

c GH 00601531 Al.. The strmectures of the crystalline substances are
slmiiar in votn dases. An identical, orystalline substance of the
above composition and highest polydiethyl siloxanes were obtained in
the reaction between aluminum chloride and hexaethyl cyclotrisiloxane
(mixing time: 5 hr at BOOC). Conclusion: Rupture of the cycle takes
place in the interaction of aluminum chloride and the above cyclic
dialkyl siloxanes, and a-chloro- w-dichloro alumoxydialkyl polysilox-
enes are formed. The latter then separate o, W -dichloro polysiloxanes
and form cyclic compounds: 1-chloro-3,3,5,5-tetramethyl cycloalumo-
disiloxane and 1-chloro-3,3,5,5-tetraethyl cycloalumodisiloxane,
These compounds were isolated and characterized in the form of com-
plexes with aluminum chloride. There is 1 non-Soviet~bloc reference.
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auk

ASSOCIATION: Institut elementoorganicheskikh soyedineniy Adademii n
SSSR (Institute of Elemental Organic Compounds of the

Academy of Sciences USSR)

SUBMITTEDS September 26, 1960
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1S. $19.9-

AUTHOR! Andrianov, K, A., and Delazari, K. V.

TITLEs Reaction of cohydrolysis of bis-(methyl-dichloro silyl)-
benzene with trimethyl chlorosilane

PERIODICAL: Akademiya nauk SSSR. Izvestiya. Otdeleniye khimicheskikh
nauk, no. 7, 1961, 1266 - 1269

TEXT: "The cohydrolysis of bis-(methyl-dichloro gilyl)-benzene with
trimethyl chlorosilane in a molecular ratio of 135 was studied. Sulfuric
ether and ammonia acceptor were used as medium, 24 ml of 15 % NH OH,
100 g of ice, and 40 ml of sulfuric ether were filled into a 500 ﬁl glass
with mixer, thermometer, and dropping funnel, A chloride mixture
consisting of 7.2 g of trimethyl chlorosilane and 5 g of bis-(methyln
dichloro silyl)-benzene was added dropwise at -8°C, It was left unmixed.
After separation of the layers and distillation, 3.83% g of a yellow, thick,
viscous liquid was obtained, (83.5%0f the theoretical amount): C 46.10;

H 7.29; Si 28,563 OH groups 5.46%; molecular weight: 518, 02234031606.

In the second experiment, 15% NH,CH, 100 ml of ice water, and 200 ml of
4
card 1/6
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sulfuric ether were filled into a 1 1 glass with mixer, dropping funnel,
and thermometer. A chloride mixture consisting of 14.5 g trimethyl-
ohlorosilane apd 10.1'g bis-(methyl-dichloro silyl)-benzene was.added
dropwise at <2 C and mixed for 30 minutes. After geparation of the layers
and distillation, 7.47 g (88.6 % of the theoretical amount) of a yellow,
very thick, viscous liquid was obtained: C 46,963 H 6.643 Si 29.89;

OH groupss 4.44 %, molecular weights: 787, 030H5081808' In the third

experiment, 300 ml of dry benzene and 19 g of trimethyl hydroxy ailgne
were filled into a 500 ml three-necked flask. During cooling to =5 C

by means of ice, 13.5 g of bis-(methyl-dichloro silyl)-benzene were added
dropwise to 50 ml of dry benzene in ammonia current. A white deposit
formed., After dropwise addition of the chloride, ammonia wag passed
through for another 30 min. The mixture was then kept at 30 C for 2 hr.
A fraction with a boiling point of 217 - 220°C (2 mm) was isolated from
the filtered and distilled residue 2.2 g7 6.97 % of the theoretical
amount}

n%o 1.46103 dio 0.9680; C 46.95; B 8.78; Si 31.79 %. C,gHc 81504
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The obtained compounds were idenﬁified by elementa.ry analysis accordlng v
to the content of hydroxyl groups, molecular weight, and ulirared spectra..‘
It was shown that the reaction did not follow the scheme '

d(CH,),SiCl-i-Cl,Sl-/, >_S|c1. e,
CH. " CH,
CH, C|H’
(CH,),Sio.Jii—\ ,—SiOSl.('CH,),

OSI(CHa); . OSI(CHy)s

as expected, but that products with hydroxyl groups were a.lwa.ys formed, ' -
Even under different reaction conditions (longer duration), the products
always contained hydroxyl groups. Hence, the reaction follows schemes :

Card 3/6
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H,0
Z(CHn):SICl-I—SCl.SI— ¢ N siCly—

H) A Hy
CHy . 'c|u.' )
Ho_sh_/ - $i—0Si(CH:)s

CH—SI—Z__ > —di—cn,
1 N=—="
!
L
HO—S1— >—-S|i—-OSl(CH,),

|
CH, CHs

This shows that cohydrolysis of the examined substances is difficult. :
Despite its considerable excess, trimethyl chlorosilane only reacts a.t
e molar retio of 1:1 or 1:1.5. Thisshows that the high' rate of bis-'
(methyl-dichlord silyl)-benzene hydrolysis causes polycondensation of.
"initial products of cohydrolysis. The cyclic compounds obtained
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© AuTHORS: . Andrianov, K. Aey and Kuznetsova, I. Ki .
TITLE: The reactions of 'ohloromethyl methylalkoxysilanee with o
sodium salis of diethyl phosphorio and dimethyl phoaphinio )<
. acids " 1

PERIODICAL: Akademiya nauk SSSR. Izvestiya. Otdeleniye khimicheskikh -
‘ nauk, no. 8, 1961,A1454-1456

|
|
|

v

TEXT: The authors .investigated the substitution of 9h}o§ine in a-chloro-
methyl-alkoxy-silanes py dialkyl phosphorio- and phosphinic acid resis. §
The sodium salt of diethyl phosphate was prepared acoording to the method |
desoribed in Ref. 3 (Canad. J. Chem. 34, 1819 (1956)) and carefully dried |
in a vacuum exsiccator .over phosphorus pentoxide. The sodium salt of g
phosphinic acid was produced in the usual way by neutralization of . |
dimethyl phosphinic~acid in absolute aloohol, dried in & drying chamber !
for several hours at 1200 to 1300C and stored in the vacuum exsiocator over |

P205' The experimenis were made in a three-necked flask with mixer and §

v

..

-«
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gealing, recooler with calcium ohloride tube and thermometer. The experi- |
ments showed that chlorine in a-chloromethyl alkoxysilanes eanily reacts f
with the sodium salts mentioned. Organic compounds containing Si and P - |
|
:

with an 8i-C-0-P bond are formed thereby, containing simultaneously
funoctional groups at the silicon atom. ‘Phe synthesis of the compounds

mentioned was made according to . » )
~NaCl . :
1) (CHs),—SI (OR)y_,+ Nﬂo—lll’f- (CH,)g ——~= (CHy),—St—(OR), 4 - ,!
H,Cl 0 o Hy 7 cd
: —P—(CHy)s ) ;
1
. 0. o . . “ t O T H :‘
.- c. R ~NaCl e T N PN . .;. -
and :2) (CH,)"—-SI (OR),_"+ NnO—lI’I—(OC.H.), — (Cﬁ.);,—-Sl—(OR), —n = / [
: HCl - . 0 —— . CH, - ' '

]
- o .

where R-C2H5; ?i'(CHB)Z’ n=1.2. The yield of the products showed  that the :

cH,Cl ,
Card 2/4 2 e e
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salt of Qihethyl phosphinic acid reacts more easily. New organic oompounds _
containing Si and P were obtained as results of the reactions carried out: !
methyldiethoxysilyl methylester of dimethyl phosphinio acid (I); dimethyl’ !
ethoxysilyl methylester of dimethyl phosphinic acid (I1); methyldiethoxy- -
silyl methylester of diethyl phosphinic acid (11I); dimethyl ethoxysilyl
methylester of diethyl phosphoric acid (Iv); tetramethylsiloxy-1,2- coes
disily)l methylester of dimethyl phosphinic acid (V). The propertiés of .
these compounds are comprised in the Table. There are 1 table and )

3 non-Soviet references.' The three references to English-language :
publications -read as follows: A. Canavan, C. Eatorn, J. Chem. Soc. 195%,
3751; W. Garden, N. Thompson, Angl. pat. 815231; 24, 06, 1959; R. Moclvor,
C. McCarthy, C. Grant, Canad. J. Chem. 34, 1819 (1959). ‘

ASSOCTATION: Institut elementoorganicheskikh soyedineniy Akademii nauk
SSSR (Institute of Elemental-organic Compounds, AS USSR)

SUBMITTED: October 12, 1960 .
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AUTHORS: indrianov, K. A., Severnyy, v. V., and Zavin, B. G.

e ——

TITLE: Telomerization reaotion of dimethyl syclosilanes.
Communication I. Production of linear o w-dichlore-
dimethyl siloxanes

PERIODICAL: Akademiya nauk gsSR. lzvestiya. Claeleniys khimicheskikh
nauk, no. 8, 1961, 1456-1461

TEXT: The authors investigated the telemerization of haxamathyl-cyclo-
triailoxane and octamethyl-oyclotetraeilnxane with dimethyl-di-chloro-
silane, as well as the effect of the ratic of oatamethyl-cyolotetra-
siloxane to dimethylmdichloroeilane on the compoupi%icsn of the ranction
products. The following were used for the aynthesia: Arystulling
hexamethyl-cyclotrisiloxane, melting point 626477, beiling peiny
132-136°C; octamethyl-oyclotetrasiloxana. boiling neint 154- 171600
dimethyl-dichlorosilane with &.chlorige sentent of ng,7 95, Tre vaactioen
was found to proceed acoording to .

xx[(cr13)2310]m + (CHy), 8101, = ”“»\‘5"“_s";°33‘7'-’m§n 3ICH,

STYTE
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From the reaction of equimolecular amounts of hexawszhyl. v-lctrisilexane
and dimethyl-dichlorosilane, telomers of the jornt fermuls

']y
Cl1 (?10)“ 31—-Cl e

1
M "3InM
are formed in the dry stainless-steel autoclave at 250"C within 3 hry frem
them, 38.5 % telomers with n=1, 24.1 % with n=2. 4.47 % wiih n=3 and
0.63 % with n=4. Under the same conditions, octamethyl.syaletaira-
piloxane with dimethyl-dichlorosilane yields predusts which fellow the
formula:

iy ]
Cl 519 ?101 {11);

|
M7 4in M

from them, 36.86 % with n=1, 32.95 % with n~2 and 7.47 % with ne3. The
properties of the telomers which follow formulas (I) and (1I) =s well as
analysis results are listed in Table 1. The investigation of the
physical properties of the links of the homologoua serfes of a,w-dichloro-
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Telomerization reaction of dimethyl... o '153117/}3206 C
methyl siloxanes showed that oconformable to law boiling points, speocifio
gravities and refractive indices change with the number of silicon atons
in the molecule. No anomalies are observed in this oconnection. The
telomerization of octamethyl-ocyolotetrasiloxane with dimethyl-dichloro-
silane was invesiigated at different molar ratios of the componentis:

1:1, 2:1 and 3:1. Experiments showed (Fig. 3) that telomeriszation Qoes
not yield pure products for any of the ratios investigated. Telomer
mixtures with maximum yield of the product ocorresponding to the ratio
concerned, develop continually. When inoreasing the ratio of the

reacting components, the yield of low telomers is reduced and the

amount of high-boiling products is greatly.increased. There are

3 figures, 5 tables, and 2 references: 1 Soviet and 1 non-Soviet.

The reference to the English-language publication reada as follows:

W. Patnode, D. Wilcock, J. Amer. Chem. Soc. 68, 2291 (1946). :

ASSOCIATION: 1Institut elementoorganioheskikh soyedineniy Akademii
nauk SSSR (Institute of Elemental-drganio Cpmpounds,
AS USSR) A
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where m denotes the number of silicon atoms in the initial ring, n = 1, 2,3
ete. In this etudy, the monofunctional trimethyl-chloro silane and not a
difunctional compound was used as chain-terminating substance for the
telomerization of dimethyl cyclosiloxanew. Equimolar amounts of octamethyl
cyclotetrasiloxane and trimethyl-chloro silane telomerize in an autoclave
at 250°C within § hr according to the scheme CH

3

]
n[(CH3)2810]4 + (c33)381cl 4 (035)531 ?Si c1 .

CH

344n
Pure telomers with n = 2, 3, and 4 were obtained from the reaction mixture
by fractional distillation. The physical conatants of the telomers are
listed in Table 1. . The physical properties exhibit no anomalies. Tests
carried out with various molar ratios of octamethyl cyclotetrasiloxane to
trimethyl-chloro silane showed that at ratios of 1 : 1, 2 : 1, and 31
mixtures of telomers only, and no pure compounds were formed. In all of
these mixtures the telomer formed in maximum quantity did not correspond
to the stoichiometric ratio of the reactants. The telomer having a chain
by 4 dimethyl-siloxane units longer than would correspond to the
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AUTHORS: Andrianov, K. A., Zhdanov, _A. A+, and Odinets, V. A.

TITLE: Synthesis of liquid 1,n-hexamethyl-poly(phenyl-ethyl)-methyl
siloxanes and investigation of their properties

‘PERIODICAL: Akademiya neuk SSSR. Izvestiya. Otdeleniye khimicheskikh
nauk, no. 9, 1961, 1615-1624

TEXT: The lowest-molecular members of the polymerhomologous series of
1,n-hexamethyl-poly(phenyl-ethyl)-methyl siloxanes were synthesized and ,
their properties studied. The work was undertaken to study the dependence

of the polar properties of these liquid organo-silicon polymers on various
polar substituents at the benzene ring. The polar properties were

studied on the basis of the activation energy of viscous flow and the
temperature dependence of the viscosity. The flowing initial substances

were used for the synthesis: (phenyl-ethyl)-methyl-dichloro silane
(c635°254(°53)31°12’ b.p. 90°-92°C (5 mm Hg)), (tolyl-ethyl)-methyl-di-

chloro silane (CH,CgH,C,R,(CH;)sicL,, b.p. 103°-105°C (2 mm Hg), (chloro-
Card 1/6 ‘
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phenyl-ethyl)-methyl-dichloro silane (0106340234(035)81012’ b.p.
124%-126°C (2 mm Hg). The synthesis af these compounds is described in
Ref. 11 (K. A. Andrianov, et al. Zh. obshch. Whimii (in print)). The
liquid polymers were obtained by the joint hydrolysis of toluene solution
of mixtures of these compounds with trimethyl-chloroc silane (b.p. 58°9-590C)
at 90-95°C. Polymers of varying degrees of polymerization, according to
the reactant ratio, may be isolated from the reaction mixture (Table 1).
Hydrolysis of ethereal solution of (phenyl)-methyl-dichloro silane yielded
cyclic polymers also: tri(phenyl-ethyl)-trimethyl oyclotrisiloxane
[95350234(033)31013 and tetra(phenyl-ethyl)—tetramethyl cyclotetrasiloxane

[CGH502H4(CH5)810]4. Evaluation of the infrared spectra of the compounds

investigated indicates that the addition of the vinyl aromatic nucleus
takes place in B position, giving B-substituted derivatives. The density
of the liquids was determined Pycnometrically. Viscosity measurements
were carried out by standard methods with an Ostwald-Pinkevich
viscosimeter. Data on the activation energy of viacous flow and the
temperature coefficients of the viscosity are shown in Table 2. It was
found that for the lowest-molecular members of the homologous series the
Card 2/6

APPROVED FOR RELEASE: 03/20/2001 CIA-RDP86-00513R000101410020-2"




"APPROVED FOR RELEASE: 03/20/2001 CIA-RDP86-00513R000101410020-2

BT TR

27h91 :
8/062/61/000/009/006 /014
Synthesis of liquid 1,n-hexamethyl- ... B117/B101

activation energy of viscous flow is hardly dependent on the polar groups.
Substitution. of the hydrogen atom at the nucleus by methyl or chlorine,
however, always increases the activation energy. The activation energy of
flow depends on the number of siliocon atoms in the polymers under study.
The polar properties of the radicals investigated decreases in the order
-02H4C6H4CI e -02H4C6H4CHB)'-02H406H5. There are 12 figures, 2 tables,
and 12 references: 7 Soviet and 5 non-Soviet. The three references to
English-language publications read as follows: C. C. Currie, Industr. and
Engng. Chem. 46, 2331 (1954); L. H. Sommer, R. P. Pioch, J. Amer. Chem.

Soc. 75, 6337 1953); L. H. Sommer, W. D. English, G. R. Ansul, D. N.
Vivona, J. Amer. Chem. Soc. J7, 2485 (1955).

ASSOCIATION: Institut elementoorganicheskikh soyedineniy Akademii nauk
: SSSR (Institute of Elemental Organic Compounds of the
Academy of Sciences USSK)

SUBMITTED: December 12, 1960
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products. Evidently the reaction N
l:(c33)351o]231012 + HC1 —> (CH,),810 '- 8;012 + (cHy),

takes place. The trimethyl-chloro silane formed thereby is then
iransformed to a trimethyl-alkoxy silane by the excess alcohol present.
This reaction, which was previously observed with trimethyl-siloxy groups
bound to titanium (Ref. 1: K. A. Andrianov, N. A. Kurasheva, Dokl. AN
SSSR 135, 316 (1960)) thus also ooocurs in the case of trimethyl-alkoxy
groups bound to silicon. The presence of traces of moisture is of great
importance for reaction (2). This is formed in the reaction

ROH + HClg&==’RCl + H20° Since phenols do not reaot in this manner, the

reaction of bis(trimethyl-siloxy)-dichloro silane with phenol leads to bis-~
(trimethyl-siloxy)-diphenoxy silane. The yield is 60.5%. To suppress the
side-reaction caused by hydrogen chloride, methods were used in the
experiments which either neutralize the hydrogen chloride or exclude its
formation. Bis-(trimethyl-siloxy)-diethoxy silane was obtained in 68%
yield by etherification of bis(trimethyl-siloxy)-dichloro silane with
anhydrous ethyl alcohol in the presence of pyridine. Various bis(tri-
methyl-siloxy)-dialkoxy silane derivatives were prepared by treating

Card 2/4
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in air and is easily soluble in toluene. There are 2 tables and 3 refer-
ences: 2 Soviet and 1 non-Soviet. The reference to the English-language
publication reads as follows: R. O. Sauer, J. Amer. Chem. Soc. 66, 1707
(1944).

- ASSOCIATION: Institut elementoorganicheskikh soyedineniy Akademii nauk

SSSR (Institute of Elemental Orgenic Compounds of the
Academy of Sciences USSR)

SUBMITTED: - February 2, 1961
Legend to Table 1. =~ 77 7T IO Im T g e e e e

MR

; gomulgc' @ - dopuyna @T, xun., °C ub" d‘” m.

sDey ’ ; ‘

3) calculated, [(CH,)sSi0),SHOC Hy-11)y 232—23% | 1,4003 | 0,8847 | 06,94 | 96,6t
4) found. {(CHy)sSIOLSHOCH)y 225227 1,3068 | 0,8757 | 98,94 | 98,88
. [CH,),8i0],SI(OCHy-n), 244128 1,3943 | 0,8003 | 87,68 | 87,25

‘HCH.),SIOLSHOGH M), ~ | 202—203 1,3875 | 0,8752° | '87,68 | 87,31

((CHa),SIO)SHOGH,), 101—103 1,3870 | 0,8021 | 78,46 | 78,10~
1(CH,),SI0},SI(OCH), 174175, 1,3855 | 0,0155 | 60,16 | 68,84
{(CH;)2Si0)SHOCH,)y 157—159 (3 sm)| 1,4750 | 1,0330 | 106,50 | 106,85
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AUTHORS s Andrianov, K. A., and Severnyy, V. V.

TITLE: Telomerization of dimethyl cyclosiloxanes. Communication 3.
Telomerization by methyl vinyl dichloro silane and methyl
phenyl dichloro silane

PERIODICAL: Akademiya nauk SSSR. Izvestiya. Otdeleniye khimicheskikh
navk, no. 10, 1961, 1788 - 1791

TEXT: Telomerization of octamethyl cyclotetrasiloxane by methyl vinyl
dichloro silane and methyl phenyl dichloro silane is described. The aim
of this paper was to investigate the effect of various substituents on

the course of reaction. 1In the experiments, octamethyl cyclotetrasiloxane
with boiling point 1740 - 176°C, methyl vinyl dichloro silane with boiling
point 93°C (Cl 50.6%), and methyl phenyl dichloro silane with boiling
point 200° - 202°C (Cl 37.0%) were used., From the reaction of equi-
molecuvlar quantities of octamethyl cyclotetrasiloxane and methyl vinyl
dichloro silane, a mixture of telomer homologs was formed., From this
mixture; a-chloro methyl vinyl siloxy-®-chloro dimethyl siloxanes with
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